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SiOxNy films with a low nitrogen concentration (< 4%) have been prepared on Si substrates at 400°C by
atmospheric-pressure plasma oxidation-nitridation process using O2 and N2 as gaseous precursors diluted in He.
Interface properties of SiOxNy films have been investigated by analyzing high-frequency and quasistatic
capacitance-voltage characteristics of metal-oxide-semiconductor capacitors. It is found that addition of N into the
oxide increases both interface state density (Dit) and positive fixed charge density (Qf). After forming gas anneal, Dit
decreases largely with decreasing N2/O2 flow ratio from 1 to 0.01 while the change of Qf is insignificant. These
results suggest that low N2/O2 flow ratio is a key parameter to achieve a low Dit and relatively high Qf, which is
effective for field effect passivation of n-type Si surfaces.
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Silicon oxynitride (SiOxNy) is a very useful material for
applications in microelectronic and optoelectronic de-
vices due to the possibility of tailoring the film compos-
ition and property according to the O/N ratio. Recently,
considerable attention has been focused on SiOxNy for
anti-reflection coatings and surface passivation films for
thin crystalline Si solar cells [1-3]. It has been reported
that SiOxNy films with high positive fixed charge density
(Qf ) in the range of 10
12 cm−2 is effective for field-effect
passivation of n-type Si surfaces [2].
So far, several methods have been applied to grow SiOxNy
films. For example, high-temperature (>900°C) processes
such as the direct thermal oxynitridation of Si in NO or
N2O ambient [4,5] and the annealing of SiO2 in nitrogen-
containing ambient [6,7] have been widely used. However,
the high-temperature processes suffer a large thermal
budget and a redistribution problem of dopant atoms.
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in any medium, provided the original work is pprocess is a low-temperature alternative below 400°C
[8-10]. However, the PECVD method needs toxic precursor
gases, and it is also noted that the interfacial properties pre-
pared by this method are usually inferior to those of ther-
mal oxides [11], because the deposition method does not
consume the substrate Si unlike thermal oxidation. More-
over, in the films prepared by low-temperature PECVD, the
concentration of hydrogen atoms in the form of Si-OH and
Si-H bonds is high, which are responsible for poor dielec-
tric properties [12]. Nitridation of silicon oxide in low-
pressure nitrogen plasma has also been investigated to
fabricate SiOxNy at low temperatures [13,14]. In the
case of low-pressure nitrogen plasma, the ion bom-
bardment of the film surface is a serious problem to
develop highly reliable ultra-large-scale integrated circuits
[15]. Recently, we have studied the plasma oxidation of Si
wafers to grow SiO2 films using atmospheric-pressure
(AP) plasma generated by a 150-MHz very-high-frequency
(VHF) electric field and demonstrated that high-quality
SiO2 films can be obtained using He/O2 or Ar/O2 plasma
at 400°C [16,17]. We have also reported that the AP VHF
plasma oxidation process at 400°C is capable of producing
material quality of SiO2 films comparable to those ofOpen Access article distributed under the terms of the Creative Commons
g/licenses/by/2.0), which permits unrestricted use, distribution, and reproduction
roperly cited.
Table 1 Oxidation-nitridation conditions for Si wafer
Condition Value
Pressure (Torr) 760
O2 concentration (%) 1
He flow rate (slm) 10
O2 flow rate (sccm) 100
N2 flow rate (sccm) 1,10, and 100
VHF (MHz) 150
VHF power (W) 1,000 to 1,500
Plasma gap (mm) 0.8 to 1
Substrate temperature (°C) 400
Oxidation-nitridation time (min) 9 to 25
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structure with low interface state density (Dit) around the
midgap of 1.4 × 1010 cm−2 eV−1 and moderately high Qf of
5.3 × 1011 cm−2 has been demonstrated [18]. Therefore,
addition of N into the SiO2 film by AP plasma oxidation-
nitridation using O2 and N2 precursor gas mixture is an
alternative approach for obtaining SiOxNy films at a low
temperature of 400°C.
The purpose of this work is to present a method for
preparing SiOxNy films by AP VHF plasma oxidation-
nitridation with a detailed analysis of interface properties
of SiOxNy layer by capacitance-voltage (C-V) measure-
ments on metal-SiOxNy-Si capacitors.
Methods
The details of the AP VHF plasma apparatus have been
reported previously [18]. A schematic illustration of an
electrode for AP VHF plasma oxidation-nitridation is
shown in Figure 1. In the gap between the substrate and
parallel-plate electrode, stable plasma is generated at at-
mospheric pressure with 150-MHz VHF power using a
gas mixture of 1% O2/He. N2 gas was simultaneously in-
troduced into the AP VHF plasma with gas flow rates of
1, 10, and 100 sccm. The N2/O2 gas flow ratios were
0.01, 0.1, and 1. The temperature of the Si wafer was
fixed at 400°C by monitoring by a thermocouple embed-
ded in the substrate heating stage. The detailed experi-
mental conditions are shown in Table 1.
The substrates used in the present experiments were n-
type (001) CZ-Si wafers (4-in. diameter) with a resistivity
of 1 to 10 Ω cm. They were cleaned by a room-
temperature chemical cleaning method [19] and were fin-
ished by a diluted HF treatment. After AP plasma
oxidation-nitridation, some of the samples were subjected
to a forming gas anneal (FGA) in 10% H2/He for 30 min
at 400°C. In order to investigate Qf and Dit of the SiOxNy
film, Al/SiOxNy/Si metal-oxide-semiconductor (MOS) ca-
pacitors were fabricated with 0.5-mm-diameter Al pads by
vacuum deposition. A back contacting electrode at the
rear Si surface was also made by Al deposition.Figure 1 Schematic illustration of the AP VHF plasma
oxidation-nitridation apparatus used in this study. The electrode
is made of stainless steel plate coated with Al2O3, and its diameter is
50 mm.The thickness of the SiOxNy layer was determined by
ellipsometry (Rudolph Auto EL III) with a wavelength of
632.8 nm. The chemical bonding in the material was in-
vestigated by Fourier transform infrared absorption
(FTIR) spectrometry (Shimadzu FTIR–8600PC) in the
wave number range of 400 to 4,000 cm−1. X-ray photo-
electron spectroscopy (XPS; ULVAC-PHI Quantum
2000) was used to investigate the depth profile of atomic
composition and bonding of atoms in SiOxNy films.
High-frequency (HF) and quasistatic (QS) C-V measure-
ments were performed using a 1-MHz C meter/CV plot-
ter (HP 4280A) and quasistatic CV meter (Keithley 595),
respectively.Results and discussion
Thicknesses of films prepared at 400°C for 9 min under
N2/O2 flow ratios of 0.01, 0.1, and 1 were 20.8, 19.5, and
18.9 nm, respectively. (The film thickness was a mean
value for measurements of eight different sites on the
sample.) Since the difference in the film thickness isFigure 2 IR spectra of films prepared by AP VHF plasma
oxidation-nitridation under different N2/O2 flow ratios.
Figure 3 XPS spectra in Si 2p region for SiOxNy layer formed by
1% O2/He AP plasma oxidation-nitridation. The process is at
400°C for 9 min with a N2/O2 gas flow ratio of 0.1. (a) As-grown sample.
(b) Annealed sample.
Figure 5 Typical HF C–V curves for Al/SiOxNy/Si capacitors
utilizing SiOxNy layers prepared by different N2/O2 flow ratios.
The C–V curve shifts to a negative gate bias direction with
increasing N2/O2 ratio.
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may be negligible. Figure 2 shows FTIR spectra of the films
prepared at 400°C for 9 min under different N2/O2 flow ra-
tios. The dotted lines in Figure 2 indicate the stretching
and bending vibration modes of Si-O-Si bonds at the wave
numbers of 1,075 and 810 cm−1, respectively. Almost no
apparent peak for Si-N stretching mode at 835 cm−1 is ob-
served [1], which may be related with the larger dissoci-
ation energy of N2 than that of O2 molecules.
In Figure 2, the strongest peak in IR spectra corre-
sponds to Si-O-Si stretching mode, indicating that the
film consists predominantly of SiO2. The dielectric con-
stant of the film was calculated using the maximum ac-
cumulation capacitance obtained by C-V curves. The
result showed that the dielectric constant was fairly uni-
form over the sample area with a variation of about 2%
and that the average dielectric constants of the films
were 4.26 and 4.01 for N2/O2 flow ratios of 0.01 and 1,
respectively. Since the dielectric constants of SiO2 and
Si3N4 are 3.9 and 7.5, respectively, nitrogen atoms are
considered to be incorporated in the SiO2 structure.
XPS spectra in the Si 2p region for the SiOxNy layer
formed at 400°C for 9 min with a N2/O2 gas flow ratio
of 0.1 are shown in Figure 3. The Si 2p peak observed at
99.7 eV is from the Si substrate and the one at 103.5 eVFigure 4 XPS depth profiles of Si, O, and N concentrations in SiOxNy l
nitridation process under different N2/O2 flow ratios.from Si-O-Si bonding. On the as-grown sample, as
shown in Figure 3a, after five times of surface layer
sputtering by 10-keV Ar ions (duration of one sputtering
is 10 s), Si-O-Si bonding peak is strong, but a small peak
from the Si substrate is also seen. By the sixth and sev-
enth sputtering, the Si-O-Si peak decreases and the bulk
Si peak increases. It is noteworthy that Si-N bonding at
102.4 eV is also detected. Since the Si-N peak becomes
clear before the Si-O-Si peak vanishes, Si-N bonding is
supposed to be located at the SiO2/Si interface region.
In the annealed sample, as shown in Figure 3b, the de-
crease of the Si-O-Si peak after the sixth sputtering is
not significant as compared to that in the as-grown sam-
ple and the Si-O-Si peak still remains after the seventh
sputtering. The Si-N peak becomes well observable after
the seventh sputtering in the annealed sample instead of
the sixth sputtering for the as-grown case. However, the
tendency of decreasing Si-O-Si peak and increasingayers. The layers were prepared by AP VHF plasma oxidation-
Zhuo et al. Nanoscale Research Letters 2013, 8:201 Page 4 of 6
http://www.nanoscalereslett.com/content/8/1/201bulk Si peak with increasing sputtering time is the
same for both as-grown and annealed samples. These
results can be understood by considering the increase
in SiO2 thickness by the annealing and the presence of
Si-N bonding at the SiO2/Si interface region. The
thickness increase in the annealed SiO2 sample is con-
sidered to be due to the density relaxation of SiO2 by
the thermal annealing [20,21].
Figure 4 shows depth profiles of Si, O, and N atom con-
centrations in SiOxNy films measured by XPS as a func-
tion of sputtering time, which reveals that incorporated N
atoms (approximately 4%) locate at the film/substrate
interface for all the samples. These results are similar to
those by the high-temperature process, such as the direct
thermal oxynitridation of Si in N2O ambient at 1,000°C
[5]. According to the thermodynamics of Si-N-O system,
nitrogen in bulk SiO2 is not thermodynamically stable butFigure 6 HF and QS C-V curves for Al/SiOxNy/Si MOS capacitors
(before annealing) utilizing SiOxNy layers. The layers were
prepared under N2/O2 gas flow ratios of 0.01, 0.1, and 1.may be stable at the interface [22]; therefore, it has been
assumed that nitrogen incorporated into the film during
oxynitridation (especially in high-temperature N2O or NO
process) reacts only with Si-Si bonds at or near the inter-
face, not with Si-O bonds in the bulk of the SiO2 over-
layer. Similarly, we suppose that since the dissociation of
nitrogen molecules is not significant in the present case,
nitrogen migrates to the Si/SiO2 interface during AP
plasma oxidation-nitridation.
Finally, the interface electrical quality of SiOxNy layers
prepared by AP VHF plasma oxidation-nitridation
process has been investigated. Figure 5 shows typical HF
C-V curves of the MOS capacitors utilizing SiOxNy
layers formed by various N2/O2 flow ratios. The HF C-V
curve shifts to a negative gate bias direction with in-
creasing N2/O2 flow ratios, which shows an increase inFigure 7 HF and QS C-V curves for Al/SiOxNy/Si MOS capacitors
(after annealing) utilizing SiOxNy layers. The layers were prepared
under N2/O2 gas flow ratios of 0.01, 0.1, and 1.
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SiO2 film (Figure 4). The values of Qf have been esti-
mated by flat-band voltage shift to be 5.1× 1011, 8.1×
1011, and 8.4 × 1011 cm−2 for N2/O2 flow ratios of 0.01,
0.1, and 1, respectively.
The HF (blue) and QS (cyan) C-V curves for Al/
SiOxNy/Si MOS capacitors before and after FGA are
shown in Figures 6 and 7, respectively. The annealed Al/
SiOxNy/Si MOS capacitors show better interface proper-
ties compared with those without FGA. Dit after FGA
were 6.1 × 1011, 1.2 × 1012, and 2.3 × 1012 cm−2 eV−1 for
N2/O2 flow ratios of 0.01, 0.1, and 1, respectively. It is
well known that an introduction of a small amount of ni-
trogen into the SiO2 gate oxide leads to an enhanced de-
fect density in the case of N pileup at the Si/SiO2 interface
[23]. From our XPS results, when the N2/O2 gas flow ratio
increases, the more N atoms pileup at the Si/SiO2 inter-
face during AP plasma oxidation-nitridation; therefore, Dit
increases largely with increasing N2/O2 flow ratio from
0.01 to 1. The corresponding values of Qf were 1.2 × 10
12,
1.4 × 1012, and 1.5 × 1012 cm−2, respectively. It is noted
that Dit decreases largely with decreasing N2/O2 flow ratio
from 1 to 0.01, while the decrease of Qf is insignificant.
These results suggest that a significantly low N2/O2 flow
ratio is a key parameter to achieve a small Dit and rela-
tively large Qf, which is effective for field-effect passivation
of n-type Si surfaces.Conclusions
SiOxNy films with a low nitrogen concentration (ap-
proximately 4%) have been prepared on n-type (001) Si
wafers at 400°C for 9 min by oxidation-nitridation
process in AP plasma using O2 and N2 diluted in He
gas. Interface properties of SiOxNy films have been in-
vestigated by C-V measurements, and it is found that
addition of N into the oxide increases both the values of
Dit and Qf. After FGA, Dit at midgap decreases from 2.3 ×
1012 to 6.1 × 1011 cm−2 eV−1 with decreasing N2/O2 flow
ratio from 1 to 0.01, while the decrease of Qf is insignificant
from 1.5 × 1012 to 1.2 × 1012 cm−2. These results suggest
that a low N2/O2 flow ratio is a key parameter to achieve a
low Dit and relatively high Qf, which is useful to realize an
effective field-effect passivation of n-type Si surfaces.Competing interests
The authors declare that they have no competing interests.Authors' contributions
ZZ helped in the oxidation-nitridation experiments and sample
characterization, and wrote the manuscript. YS and YK performed the
atmospheric-pressure plasma oxidation-nitridation of Si wafers and XPS, FTIR,
and C-V measurements. TY, HO, and HK helped in designing the work. KY
discussed the results and proofread the manuscript. All authors read and
approved the final manuscript.Acknowledgements
This work was supported in part by Grants-in-Aid for Scientific Research (no.
21656039, no. 22246017, and Global COE Program (H08)) from the Ministry of
Education, Culture, Sports, Science and Technology, Japan. The authors would
like to thank A. Takeuchi of Osaka University for his technical assistance.
Author details
1Department of Precision Science and Technology, Graduate School of
Engineering, Osaka University, Suita, Osaka 565-0871, Japan. 2Research Center
for Ultra-Precision Science and Technology, Graduate School of Engineering,
Osaka University, Suita, Osaka 565-0871, Japan.
Received: 17 January 2013 Accepted: 13 March 2013
Published: 1 May 2013
References
1. Dupuis J, Fourmond E, Lelievre JF, Ballutaud D, Lemiti M: Impact of PECVD
SiON stoichiometry and post-annealing on the silicon surface
passivation. Thin Solid Films 2008, 516:6954–6958.
2. Seiffe J, Gautero L, Hofmann M, Rentsch J, Preu R, Weber S, Eichel RA:
Surface passivation of crystalline silicon by plasma-enhanced chemical
vapor deposition double layers of silicon-rich silicon oxynitride and
silicon nitride. J Appl Phys 2011, 109:034105.
3. Hallam B, Tjahjono B, Wenham S: Effect of PECVD silicon oxynitride film
composition on the surface passivation of silicon wafers. Sol Energy Mater
Sol Cells 2012, 96:173–179.
4. Gusev EP, Lu HC, Gustafsson T, Garfunkel E, Green ML, Brasen D: The
composition of ultrathin silicon oxynitrides thermally grown in nitric
oxide. J Appl Phys 1997, 82:896–898.
5. Lu HC, Gusev E, Yasuda N, Green M, Alers G, Garfunkel E, Gustafsson T: The
growth chemistry and interfacial properties of silicon oxynitride and
metal oxide ultrathin films on silicon. Appl Surf Sci 2000, 166:465–468.
6. Hori T, Yasui T, Akamatsu S: Hot-carrier effects in MOSFET’s with nitrided-
oxide gate-dielectrics prepared by rapid thermal processing. IEEE Trans
Electron Dev 1992, 39:134–147.
7. Yao ZQ, Harrison HB, Dimitrijev S, Yeow YT: Effects of nitric oxide
annealing on thermally grown silicon dioxide characteristics. IEEE Trans
Electron Dev 1995, 16:345–347.
8. Yu Z, Aceves M, Carrillo J, López-Estopier R: Charge trapping and carrier
transport mechanism in silicon-rich silicon oxynitride. Thin Solid Films
2006, 515:2366–2372.
9. Criado D, Zúñiga A, Pereyra I: Structural and morphological studies on
SiOxNy thin films. J Non-Crystalline Solids 2008, 354:2809–2815.
10. Albertin KF, Pereyra I: Improved effective charge density in MOS
capacitors with PECVD SiOxNy dielectric layer obtained at low RF power.
J Non-Crystalline Solids 2008, 354:2646–2651.
11. Green ML, Gusev EP, Degraeve R, Garfunkel EL: Ultrathin (<4 nm) SiO2and
Si–O–N gate dielectric layers for silicon microelectronics: understanding
the processing, structure, and physical and electrical limits. J Appl Phys
2001, 90:2057–2121.
12. Pereyra I, Alayo MI: High quality low temperature DPECVD silicon dioxide.
J Non-Crys Solids 1997, 212:225–231.
13. Kraft R, Schneider TP, Dostalik WW, Hattangady S: Surface nitridation of
silicon dioxide with a high density nitrogen plasma. J Vac Sci Technol B
1997, 15:967–970.
14. Murakawa S, Ishizuka S, Nakanishi T, Suwa T, Teramoto A, Sugawa S, Hattori
T, Ohmi T: Depth profile of nitrogen atoms in silicon oxynitride films
formed by low-electron-temperature microwave plasma nitridation. Jpn J
Appl Phys 2010, 49:091301.
15. Perera R, Ikeda A, Hattori R, Kuroki Y: Effects of post annealing on removal
of defect states in silicon oxynitride films grown by oxidation of silicon
substrates nitrided in inductively coupled nitrogen plasma. Thin Solid
Films 2003, 423:212–217.
16. Kakiuchi H, Ohmi H, Harada M, Watanabe H, Yasutake K: Highly efficient
oxidation of silicon at low temperatures using atmospheric pressure
plasma. Appl Phys Lett 2007, 90:091909.
17. Kakiuchi H, Ohmi H, Harada M, Watanabe H, Yasutake K: Significant
enhancement of Si oxidation rate at low temperatures by atmospheric
pressure Ar/O2plasma. Appl Phys Lett 2007, 90:151904.
18. Zhuo Z, Sannomiya Y, Goto K, Yamada T, Ohmi H, Kakiuchi H, Yasutake K:
Formation of SiO2/Si structure with low interface state density by
Zhuo et al. Nanoscale Research Letters 2013, 8:201 Page 6 of 6
http://www.nanoscalereslett.com/content/8/1/201atmospheric-pressure VHF plasma oxidation. Curr Appl Phys 2012, 12:S57–S62.
19. Ohmi T: Total room temperature wet cleaning for Si substrate surface. J
Electrochem Soc 1996, 143:2957–2964.
20. Taniguchi K, Tanaka M, Hamaguchi C, Imai K: Density relaxation of silicon dioxide
on (100) silicon during thermal annealing. J Appl Phys 1990, 67:2195–2198.
21. Tatsumura K, Watanabe T, Yamasaki D, Shimura T, Umeno M, Ohdomari I:
Effects of thermal history on residual order of thermally grown silicon
dioxide. Jpn J Appl Phys 2003, 42:7250–7255.
22. Gusev EP, Lu HC, Garfunkel EL, Gustafsson T, Green ML: Growth and
characterization of ultrathin nitrided silicon oxide films. IBM J Res Dev
1999, 43:265–286.
23. Watanabe K, Tatsumi T, Togo M, Mogami T: Dependence of electrical
properties on nitrogen profile in ultrathin oxynitride gate dielectrics formed
by using oxygen and nitrogen radicals. J Appl Phys 2001, 90:4701–4707.
doi:10.1186/1556-276X-8-201
Cite this article as: Zhuo et al.: Interface properties of SiOxNy layer on Si
prepared by atmospheric-pressure plasma oxidation-nitridation.
Nanoscale Research Letters 2013 8:201.Submit your manuscript to a 
journal and beneﬁ t from:
7 Convenient online submission
7 Rigorous peer review
7 Immediate publication on acceptance
7 Open access: articles freely available online
7 High visibility within the ﬁ eld
7 Retaining the copyright to your article
    Submit your next manuscript at 7 springeropen.com
